ligand bearing a negative charge should bind cations more strongly than a neutral ligand of similar structure.7 Thus, the expectation was that the complexing power of the crown ether aryl acetates (1, X = OAc) should increase during the activation process leading to the rate-determining tetrahedral intermediate (Scheme l,a), as a result of the negative charge transferred from the anionic nucleophile to the neutral acetoxy group. Were such synergism to occur, it should give rise to rate-enhancing metal ion effects, like those actually observed in a related system.8
Here we report the results of a kinetic investigation of the effect of added alkali (Na, K, Cs) and alkaline-earth (Sr, Ba) metal bromides on the rate of the second-order reaction of Me4NOMe with 2-acetoxy-1,3-xylyl-15--crown-4 (1, X = AcO, n = 2) and 2-acetoxy-1,3-xylyl-21-crown-6
(1, X = AcO, n = 4), referred to as 2-AcO-15C4 and 2-AcO-21C6, respectively. For comparison purposes, the reaction of the parent phenyl acetate CH3C02C6H5 was included as well. and the parameters listed in Table 1 nonhyperbolic isotherm, relates the measured quantity kobs/ko to the concentration of metal ion by means of a relation which contains three unknown quantities. These are the equilibrium constants for association of the metal ion with the aryl acetate (KAcOAr) and with methoxide ion (KMeO), and the corresponding quantity for the formal conversion of the transition state which does not contain M '+ into one which contains Mz+ (KT#).'
RESULTS AND DISCUSSION
The experimental data were elaborated according to standard curve--fitting procedures, where the above equilibrium constants were treated as adjustable parameters. These are summarized in Table 1 .
Application of equation (1) cl Defined by equation (3) and (5), respectively. It should be noted that the data for the alkali metal reactions are fitted by equation (1) with a precision which is comparable to the probable error of 3-5% of the eXperhenta1 estimation of (kobs/ko). 
